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THE PREPARATION OF 2,6-DlXlTROAXlLlNE 
By F. A. BERT! & L. M. ZITI 


(Fron the Chemotherapeutic Laboratory; Instiiuto Butontjn, Sao Poulo, Urosil) 

During the course of our work (l) we needed to prepare 2,6-dinit roanilinc. 
According to the reaction: 



we established the procedure here described which is essentially that of Ullmann 
(2), the final product l>cfug obtained bv steam distillation. Similar reactions 
are reported by Holleman and nn Haeiten (3) and by Welsh (4). 2,6-Dini- 

troanilinc can aUo be prepared by heating 2,6-dinit roiodolscnzcne (5), or 2,6-di- 
ni;ro-phenyl-(4-nitrol>enzyl)-cther (6), or 2.6-dinit ro-chlorobenzcne (7,S) with 
concentrated alcoholic ammonia; by heating 2,6-dinit roanisol with aqueous ammo¬ 
nia (9); by heating 2.6-dinitro-chlorolxrnzeue or 2.6-dinitrophenol with urea 

(10) ; from 2-nitro-phcnyl-nitraminc and hydrochloric acid in ethereal solution 

(11) ; from 2,6-dinit ro-dibcnzyl-aniliue with acetic anhydride and hydrochloric 
add (12) and from o-nitroaniline with fuming nitric and sulfuric acid (13). 

All details will be given here to facilitate its reproduction; 

1. rOTASSlCM 3.5 - PtNlTKO-4 - CIII/JKOBKN7.KNESULKONATK (*)‘. In a 
1-1 three-necked, round-bottomed flask, fitted with a mechanical stirrer, a 
thermometer reaching the bottom oi the fla^k and a 200 ml dropping funnel, 
are placed 50 g (0.21 mole) oi crude potassium 4-chloro-bcnzcncsulfo- 
nate (**). The flask is cooled in an icc-water bath and. under vigorous stirring, 


(•) Lindcmann, A. and Wcssel, \V. describe the simultaneous sulfonation ami nitration 
oi chlorobenzene (14). 

(*•) Potassium 4-chlorobcnzcnsuIfonatc can l>c obtained through the 4-chloro-bcnzcnc- 
sulfonylchloridc as follows: 105 g (0.5 mole) of crude 4-chloro*bcnzcncsulfonyl chloride 
is heated in a one liter porcelain d*-sh on the steam bath with a solution of 56 g (I mole) 
Er.trcguc para publicacao cm 30 dc abril de 1952. 
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TIIE preparation or : oolvitroasiuse 

•>00 T 002 5 ml 2.3 moles) oi fuming sulfnric add (specific gravity 1.95; 

* Li'oi sulfur trioNide) arc gradually added through .he 

uel.^Diuiug this operation the temperature should he d u der ^ 

The stirring is continued and, when the “^/Zlgh - 

luming sulinric and tummg m.rm ^ be Stained during the 

dropping tunnel thc suliliric . nilric mixture, the ice-water bath ts 

rCa i ’ i ,hc disk is heated on the steam-bath during 5 hours. Alter cooling, 
removed and the flask ts heated solu ,i„„ of 300 g ol po- 

thc nitrated compoundadded :slo^ ^ ^ proJlll;rf „. ith evolution oi 
tassiiiin 0 on c excessive rise oi the temperature must tie avoided here 

nitrous \apou ^ 5 dinitro-4-chlorobenzenesuHonatc 

and. alter cooling, the precipitated potassium 1 a sohlt ion 

is filtered with suction and thoroug^ J was .e ^ ^ pr0(lu e t is dried 

oi potassium chloride (60 g w J» ml > which weighs 

^ r^mUmtsed on",he .tassium d-chlo- 

rohcnaeiiesulionate). ^ a 5 1 add, 

nccked. round-bottomed flask, fitted with a mechanical stirm, am 1 
T- n ml of cone aqueous ammonia (specitic graMt> 0.9) ’ 

„ L u „ w assiu... 3 , 5 -dinitro-hchlorobenzenesulfouatc are added in one 

rmg; as g o potass . to , c old water-hath. the water being heated 

p° rtl0n - rhe lla>k . • Caution ’ When the water boils, heating 

My to prevent excessive toanung Caul,on \N he. ^ pro(luct 5s 

and stirring are continued during three hour . - * jqo durinfT y± 

filtered with suction, without washing and 1 ™ ^an'inob^nrenesulfonate is 

hours. The yield of the dried potassium 3 , 3 -dmitro- 4 -ammobenz 

46-=i0 c (84-92 per cent of the theoretical amount). 

aeid«L with 7S oi ^ 

;rtr^^^r='rn r=s. n, - * 

-»- •>: —■ -? " 

The salt, filtered suction is 

a-CWorebcurmcsaHoiivl chloride is „“ c « M , dUdlled and 

ss i 

cific gravity 1.5) well cooled in ice-water bath. 
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:t O) : 9-1’. 195’. 

connected to a three-necked, round-bottomed flask oi five liters, surmounted 
by two large AlHhn-condcnscrs. The crystals of dinitroanilinc, formed during 
the «cam-distillation, and which could obstruct the connecting tube arc easily 
removed with the aid of boiling water passing through the owning on top of the 
tube (see tig. 1). 



I _ AjT kf »’”* (r*r :!*• •>! • ** ‘ • ’n f r fr^aru 1 , tvr. The hrJc 

©n tb© of ?he toi< cocunM* tb< tw- thtr^nrclnl »• rr'norr crystal* * h-ch 


a*© forncl tbr 1 *■ *i ar>J «k h c^i’l 14 • Sc the t-ie 


When the temperature of the Kith reaches 175-ISO 0 . Meant is parcel ra- 
pidlv through the mixture. The 2.6-dinitroanilinc immediately distills and crys¬ 
tallizes in the receiving flask. When 4-5 liters of water are collected all the 
product has passed. After cooling the distillate in the ice-l>ox. the crystals arc 
filtered by suction and air dried (*). The crude. deep yellow crystals have a 
melting point of 137-13^° and weigh 16-20 g ( 55*68 j>cr cent of the theoretical 
amount Ixascd on the i*)tasMuin 3,5-dinitro-4-aininolcnzcnesulfoiiatc and 40-50 
per cent Kised on the potassium 4-chlorobenzencsulfonatc (**). It may be 

(*) Extraction of the jellow filtrate with ether U uncles?. 

(**) In the meantime a similar fltoccdurc ha« appeared •»* Organic Syntlvd* (16); 
however the final yield there reported (JO-.V/r) 6 lower than that we obtained in 
steam-d’stillcd product. 
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purified by recrystallization from alcohol (20-22 ml/g) ; after recrvstalli- 
zation the product is obtained as brillian\ deep yellow crystals melting at 
138-139.5.° (*). The recovery of recrystallization is 70-75%. 

RESUMO 

Sao dados detalhes para a preparaqiio de 2,6-dinitroanilina que e obtida 
atraves das seguintes fases: 

1) Nitracao de 4-clorobenzenosulfonato de potassio. 

2) Aminaqao de 4-cloro-3,5-dinitrobenzenosultonato de potassio. 

3) Dessulfonaqao de 4-amino-3,5-dinitrobenzenosulfonato de potassio. 

Os rendinientos cm 2,6-dinitroanilina, com P. F. 137-139°, oscilam entre 
40 e 50% do teorico, na base de 4-clorobenzenosulfonato de potassio. 
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(*) The melting points recorded in the literature are: 137° (3) 137.8° (5); 

13S° (9); 138° (12); 138° (11); 13S° (10); 138° (13); 138-139° (7); 13$.5-139° (4); 
141-142° (6). 
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